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Abstract
We demonstrate a facile method to improve upconversion quantum yields in Yb,Er-
based nanoparticles via emission dye-sensitization. Using the commercially available dye
ATTO 542, chosen for its high radiative rate and significant spectral overlap with the green
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emission of Er3+, we decorate the surfaces of sub-25-nm hexagonal-phase Na(Y/Gd/Lu)0.8F4:Yb0.18Er0.02
upconverting nanoparticles with varying dye concentrations. Upconversion photolumines-
cence and absorption spectroscopy provide experimental confirmation of energy transfer to
and emission from the dye molecules. Upconversion quantum yield is observed to increase
with dye sensitization, with the highest enhancement measured for the smallest particles in-
vestigated (10.9 nm in diameter); specifically, these dye-decorated particles are more than
2x brighter than are unmodified, organic-soluble nanoparticles and more than 10x brighter
than are water-soluble nanoparticles. We also observe 3x lifetime reductions with dye ad-
sorption, confirming the quantum yield enhancement to result from the high radiative rate of
the dye. The approach detailed in this work is widely implementable, renders the nanopar-
ticles water-soluble, and most significantly improves sub-15-nm nanoparticles, making our
method especially attractive for biological imaging applications.
Keywords
upconversion, radiative rate, dye sensitization, quantum yield, fluorescence lifetimes, nanopar-
ticles
Photon upconversion (UC) is the process by which the energies of two or more long-
wavelength photons are combined to yield a single, shorter-wavelength photon. The ability
to convert light from longer to shorter wavelengths is desirable for a variety of applications, in-
cluding solar energy generation,1–12 photocatalysis,13–15 security,16–18 biological imaging,19–28
and photodynamic therapy.29–31 For facile incorporation and improved spatial imaging res-
olution, upconverting nanomaterials are often preferred over bulk materials, particularly for
photovoltaic, bioimaging, and security applications. Despite the long-recognized potential of
lanthanide-based upconverting materials, current upconverters are still limited by poor UC effi-
ciencies; to date, the highest NIR-to-visible UC efficiencies demonstrated in nanoparticles are
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approximately 5% for irradiances below 100 W/cm2.32,33 While several factors contribute to
the poor performance of existing materials, perhaps the most influential and difficult to over-
come are the low dipole moments endemic to lanthanide ions.29,34–41 In short, the UC process
in lanthanide-based materials relies on the occurrence of radiative transitions (both absorptive
and emissive) which are classically forbidden via the parity selection rule.42 As a result, these
transitions exhibit very long radiative lifetimes on the order of hundreds of microseconds. Thus,
much of the input energy is lost via faster, nonradiative decay pathways, particularly phonon
coupling and surface quenching.32
Previous work has overcome this issue by leveraging crystal field effects to reduce the ap-
plicability of the parity selection rule. By distorting the host lattice either mechanically38 or
synthetically,41 we demonstrated 2x performance enhancements in NaYF4:Yb,Er upconverting
nanoparticles. Here, we complement these approaches by using a fluorescent dye to sensi-
tize UC emission. Compared to local lattice distortion, this approach selectively influences the
radiative rate of only the final emitting state. We achieve significant UC quantum yield enhance-
ments by decorating the surfaces of the upconverting nanoparticles (UCNPs) with ATTO 542,
a commercially available dye purchased from ATTO-TEC GmbH (see the supporting informa-
tion for details regarding the structure of the dye). The gap between the lowest unoccupied
molecular orbital (LUMO) and the highest occupied molecular orbital (HOMO) of ATTO 542
is very similar in energy to that separating the 2H11/2 and 4S3/2 excited states from the 4I15/2
ground state in Er3+, enabling efficient energy transfer from Er3+ to the dye. The dye is able
to radiate light much more efficiently than can Er3+ by itself. We compare the performances of
UCNPs with and without dye and find that dye sensitization significantly alters the UC emission
spectrum and improves UC quantum yield. Excited-state lifetime measurements confirm that
the increased radiative rate afforded by the dye is responsible for the observed quantum yield
enhancements. We vary both particle diameter as well as dye surface density and find that the
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observed enhancements are strongly influenced by particle size but depend only weakly on dye
concentration. Regardless of particle size and dye coverage, however, the addition of the dye
is found to invariably improve performance. Our results demonstrate the importance and the
feasibility of increasing radiative rates in lanthanide-based UC materials and open up a novel
and general method of significantly enhancing UCNP quantum yield.
UCNPs were colloidally synthesized using a procedure adapted from Wang et al.43 For each
sample, the particles comprised 18 at. % Yb3+ and 2 at. % Er3+ doped into a host matrix
composed predominantly of β-NaYF4; small amounts of Gd or Lu were substituted for Y as
necessary to yield smaller or larger particles, respectively, as desired (see the supporting infor-
mation for more details). Figure 1a depicts the relevant section of the Er3+ energy diagram.
In a typical Yb,Er-based upconverting material, emission occurs mainly from the 2H11/2, 4S3/2,
and 4F9/2 manifolds as shown. The radiative lifetimes of these transitions are very long (e.g.,
hundreds of microseconds in β-NaYF4:Yb,Er UCNPs38), resulting in the majority of the input
energy being wasted via faster, nonradiative pathways. We hypothesized that we could reduce
the prevalence of nonradiative decay by introducing a fluorescent dye capable of receiving en-
ergy transfer from Er3+ before emitting light rapidly and with high yield. The fluorescent dye
we use in this work, ATTO 542, peaks in absorption at 542 nm, leading us to predict that the
LUMO of the dye should readily accept energy transfer from the 2H11/2 and 4S3/2 states of
Er3+. Furthermore, the manufacturer reports a fluorescence yield for the dye of 93%, and at
3.7 ns its lifetime is roughly 5 orders of magnitude shorter than those of Er3+. We accordingly
predict that any losses which might be incurred due to the addition of another energy transfer
step will be dwarfed by the enhancements engendered by the dramatic increase in radiation rate
and efficiency offered by the dye. Finally, it is worth noting that the dye does not absorb in
the NIR, making it unlikely that dye decoration will hinder UCNP excitation. Further details
including the absorption spectrum of the dye can be found in the supporting information (SI).
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To achieve dye adsorption, the ligands (oleic acid) were stripped from the particles via soni-
cation in a dilute solution of hydrochloric acid in ethanol and water, rendering the nanoparticles
hydrophilic. The ligand-stripped particles were then mixed in solution with the dye to induce
adsorption (see SI for more details). Adsorption is confirmed using Fourier transform infrared
spectroscopy (FTIR). Figure 1b includes FTIR patterns for oleic acid, the as-synthesized (i.e.,
unmodified) nanoparticles, the dye, and the dye-coated nanoparticles. As shown, the FTIR
spectra for oleic acid and the as-synthesized UCNPs are nearly identical, which is to be ex-
pected given that oleic acid coats the surfaces of these particles. Conversely, the absorption
features near 2900 cm−1 characteristic of oleic acid (which correspond to CH2 and CH3 stretch-
ing modes44) are absent in the spectrum for the dye. Instead, the dominant features in the
dye spectrum occur near 1700 and 1000 cm−1, likely arising from S=O or C=O and S-O or
C-O stretching modes, respectively. Finally, the FTIR pattern corresponding to the dye-coated
particles is very similar to that of the dye by itself; this consistency, in conjunction with the
observation that the dye molecules precipitate exclusively when centrifuged in a solution also
containing the ligand-stripped particles, confirm that the dye is successfully adsorbed onto the
surfaces of the nanoparticles.
Emission spectra as well as sample images are shown in Figures 1c-f. In the case of the
as-synthesized particles, the emission spectrum under NIR illumination shows the two green
peaks and one red peak characteristic of Er3+. In stark contrast, however, the Er3+ green peaks
are absent from the dye-coated UCNP spectrum, which is dominated instead by a broad peak
centered near 580 nm. This peak perfectly matches that of the dye’s emission spectrum, evinc-
ing successful energy transfer from Er3+ ions to the dye molecules. As shown, the addition
of the dye also yields a decrease in emission intensity from the Er3+ 4F9/2 state (i.e., the red
peak). Given that the Er3+ 2H11/2 and 4S3/2 manifolds are involved in the sequence which leads
to population of the 4F9/2 state,45,46 it is unsurprising that the dye (which draws energy from the
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Figure 1: Concept and demonstration of dye sensitization a) Schematic summarizing the
operating concept in this work. Upconverting nanoparticles (“UCNPs”) are decorated with the
fluorescent dye ATTO 542, indicated by the orange molecules. The LUMO of this dye is aligned
with the 2H11/2 and 4S3/2 states in Er3+, enabling efficient energy transfer to the dye molecules.
b) FTIR patterns providing evidence of dye adsorption. Characteristic CH2 and CH3 stretching
modes are apparent in the oleic acid (navy) and as-synthesized particle spectra (black) but absent
for those of the dye (red) and the dye-coated particles (cyan); these instead show S-O/C-O and
S=O/C=O stretching signatures consistent with the structure of the dye. c) Emission spectra of
the as-synthesized particles illuminated at 980 nm (black), the bare dye excited directly at 542
nm (red), and the dye-coated particles irradiated at 980 nm (cyan). The emission spectra of the
bare dye and the dye-coated UCNPs are almost identical, evincing emission from (and therefore
successful energy transfer to) the dye molecules on the UCNPs. The small features present in
the dye emission spectrum (red) at 542 nm are experimental artifacts arising from imperfect
filtration of the 542-nm excitation source. d-f) Photographs of (d) the dye-coated UCNPs under
980-nm light, (e) ATTO 542 excited at 542 nm, and (f) the as-synthesized particles illuminated
at 980 nm. Consistent with the emission spectra, these images highlight the drastic shift induced
via dye sensitization.
2H11/2 and 4S3/2 states) reduces the likelihood of this population.
We synthesized a series of nanoparticles ranging in diameter from 10.9 ± 0.8 nm to 25.1
± 1.6 nm, as shown in Figure 2, to investigate the impact of dye sensitization as a function
of UCNP size. The desired size control was accomplished by adjusting reaction parameters
and by carefully tuning the composition of the host matrix from pure NaYF4. Notably, Gd3+
was substituted for a fraction of Y3+ to produce nanoparticles below 18.5 nm in diameter, and
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Figure 2: TEM characterization of β-phase UCNPs a-e) TEM micrographs showcasing a
representative distribution of nanoparticles for each sample used in this work. Particle size his-
tograms, generated by manual measurement of 120 individual particles, are included as insets.
Each histogram is fit to a Gaussian, the center of which is taken to be the definitive particle di-
ameter. All samples exhibit standard deviations at or below 7% of the corresponding ensemble
size, indicating very low degrees of polydispersity.
a small amount of Lu3+ was incorporated to yield particles above 22 nm (see SI for more
details). Although our previous work has demonstrated the influence of such modification on
UC quantum yield,41 any similar effects present here will be normalized out as each dye-coated
sample is compared to an unmodified sample from the same synthesis. Demonstrated in Figure
2, the samples used in this work exhibit a very high degree of monodispersity, with the standard
deviation for each being only 5-7% of the center value. X-ray diffractometry (XRD) is also
used to confirm that all of the samples are pure β phase; these data are included in the SI.
Figure 3 summarizes the effect of dye sensitization as a function of UCNP size. For each
sample, a constant dye surface density target of 1 molecule per 28 nm2 of UCNP surface, cho-
sen based on the findings of Zou et al. and others regarding absorption sensitization,47–49 was
maintained (see the SI for further details). We assume that all of the dye added in the adsorption
process successfully decorates the UCNPs regardless of particle size. While we do not verify
this assumption experimentally, we note that centrifugation of solutions containing both the dye
and the ligand-stripped UCNPs yields a brightly colored pellet and a completely clear super-
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natant for all particle sizes studied, suggesting that our assumption is valid. Consequently, we
use the dye:UCNP mass ratio as a proxy for dye surface density. UC quantum yield, here de-
fined as the number of visible photons emitted divided by the number of NIR photons absorbed,
is plotted in Figure 3a as a function of size for the three sample sets used in this study: dye-
coated, as-synthesized, and ligand-stripped. As mentioned previously, removing the oleic acid
ligands renders the particles hydrophilic and thus insoluble in nonpolar solvents. Therefore,
for these measurements the ligand-stripped particles were dispersed in isopropyl alcohol (IPA),
while the as-synthesized particles were dispersed in cyclohexane. All UC quantum yield values
were obtained under 50 W/cm2 of 980-nm illumination (values at other irradiances are included
the SI). The observed quantum yield difference between these sets of particles arises from the
greater prevalence of surface quenching in IPA compared to cyclohexane, which in turn follows
from differences in the vibrational mode energies of the two solvents;50,51 see the SI for further
discussion. Additionally, for each sample set, UC quantum yield scales with size due to the re-
duced prevalence of surface quenching,11,21,50,52,53 and at every size, the as-synthesized UCNPs
outperform the ligand-stripped UCNPs.
As seen in Figure 3a, the dye-coated particles outperform both the ligand-stripped and the
as-synthesized samples at every size. Figure 3b quantifies the effect of dye sensitization by
showing the UC quantum yield enhancement induced by dye adsorption (averaged across the
irradiances studied) for each particle size. Considering the 10.9-nm particles, dye sensitiza-
tion is observed to yield a 10x quantum yield increase over the corresponding ligand-stripped
sample. This enhancement diminishes as particle diameter is increased but remains as high as
2x for the largest particles studied. Thus, as expected, smaller particles experience a greater
enhancement when decorated with the fluorescent dye; importantly, however, the addition of
the dye significantly increases quantum yield across all particle sizes. When comparing the
dye-coated UCNPs to the as-synthesized ones, the size-dependence of the induced quantum
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yield enhancement is less clear. In light of the findings of Wang et al. regarding the size-
dependence of solvent-induced quenching,50 however, we hypothesize that the convolution of
the two dependences (i.e., those of dye-sensitized emission and solvent-mediated quenching)
ultimately yields the trend observed in Figure 3b. Regardless, as is the case with respect to the
ligand-stripped particles, it is clear that the dye-coated particles substantially outperform the
as-synthesized samples despite being dispersed in a less favorable solvent.
Further insight can be gleaned from distinguishing between emission from the dye molecules
and from Er3+ ions. This calculation is performed by first fitting the emission spectra used for
quantum yield measurements to linear combinations of the dye emission spectrum and the Er3+
emission spectrum (see SI for details). After separating the total emission spectrum into con-
stituent spectra in this fashion, the respective integrated emission intensities and therefore the
quantum yield contributions of Er3+ and the dye can be calculated. Figure 3c depicts the frac-
tions of the total quantum yield which arise from dye emission and from radiation from the Er3+
4F9/2 state. As the size of the nanoparticles is increased from 10.9 to 25.1 nm, the quantum yield
contribution of the dye decreases from 90% to 73%; the balance is made up by Er3+ emission
from the 4F9/2 state (the 2H11/2 and 4S3/2 states in Er3+ contribute negligibly). This observation
is consistent with the previous discussion regarding the size-dependence of dye effects; both
the quantum yield fractions shown in Figure 3c as well as the dye-induced UC quantum yield
enhancements highlighted in Figure 3b point to the hypothesized inverse relationship between
nanoparticle size and dye impact.
Finally, we investigate excited-state lifetimes for the particles with and without dye to eval-
uate the importance of radiative rates. Figure 3d shows the lifetime of the Er3+ 4S3/2→4I15/2
transition as a function of size in all three sample sets. For all sample types, the lifetime is ob-
served to increase with particle diameter. Moreover, the as-synthesized UCNPs exhibit longer
lifetimes than do the ligand-stripped ones throughout the size regime studied. Because similar
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Figure 3: Impact of emission sensitization on UC performance a) UC quantum yield for
all particle sizes and sample types; all values were obtained under 50 W/cm2 of 980-nm illu-
mination. Measurements were performed in solution with the dye-coated and ligand-stripped
UCNPs dispersed in IPA and the as-synthesized particles suspended in cyclohexane. The dye-
coated particles (cyan) are observed to significantly outperform both the as-synthesized (black)
and the ligand-stripped particles (red) at all particle sizes, highlighting the promise of emission
sensitization. b) UC quantum yield enhancement factor averaged across a series of irradiances
ranging from 18 to 50 W/cm2. A clear size dependence is visible with respect to the ligand-
stripped UCNPs (red), yet even the 25-nm particles exhibit a 2x performance boost. The trend is
less obvious in relation to the as-synthesized particles (black), likely the result of a convolution
of size-dependent effects. c) Constituent fractions of the overall quantum yield corresponding
to dye emission (cyan) and the Er3+ 4F9/2→4I15/2 transition (red). The contribution of the dye
is observed to diminish with increasing particle size as expected. d) Decay lifetimes (here de-
fined as the time necessary for emission intensity to reach half the initial value) for the Er3+
4S3/2→4I15/2 transition for all sizes and sample sets. The dye-coated particles (cyan) exhibit
much shorter lifetimes than do the ligand-stripped (red) and as-synthesized UCNPs (black),
demonstrating dye-induced radiative rate enhancements.10
trends are seen in UC quantum yield (i.e., UC quantum yield scales with size and is higher
for as-synthesized particles than for ligand-stripped UCNPs), we infer that the corresponding
lifetime increases arise from reductions to the nonradiative decay rate; this conclusion is con-
sistent with the knowledge that larger particles and UCNPs dispersed in cyclohexane instead of
in IPA are less prone to surface quenching. Conversely, that the dye-coated UCNPs exhibit the
shortest lifetime yet also the highest quantum yield at all particle sizes is indicative of a greatly
increased radiative rate. This lifetime reduction is unsurprising given the aforementioned 3.7-ns
fluorescence lifetime reported by ATTO-TEC. We therefore conclude that the key characteristic
responsible for the substantial quantum yield enhancements reported herein is the much faster
radiative rate afforded by the dye molecules compared to Er3+.
Briefly, we can rationalize the observed dependences of UC quantum yield enhancement
and lifetime reduction on particle size by considering the energy transfer mechanics of the dye-
coated UCNPs. Based on the high degree of spectral overlap between Er3+ green emission
and the dye’s absorption, we assume that the dominant energy transfer mechanism is Fo¨rster
resonance energy transfer (FRET), as is the case for Yb-Er transfer events. FRET processes
are extremely sensitive to the separation distance between the involved donor and acceptor
species. Notably, because the dye molecules decorate the surfaces of the particles, only Er3+
ions which are sufficiently close to the surface will be able to directly transfer energy to the
dye. And because the fraction of Er3+ ions inside this radius will vary with UCNP size in
the same way as does the surface area-to-volume ratio, we anticipate the impact of the dye to
be size-dependent. We can quantify this dependence by computing the FRET probability as a
function of separation for dye-to-Er3+ transfer processes; doing so, we find a FRET efficiency
of 0.98 for the smallest particles and one of 0.24 for the largest particles studied (see the SI for a
detailed discussion of these calculations). The prevalence of rapid energy migration throughout
the UCNP via Yb-Yb transfer events may somewhat mitigate this trend, but, as shown in Figure
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3, a clear size dependence is experimentally evident. Recent publications by Muhr et al.54 and
by Dukhno et al.55 provide rigorous and quantitative analyses of the energy transfer processes
at play in similar UCNP-dye systems.
In addition to probing the size dependence of emission dye-sensitization, we explored the
effect of dye surface coverage. Here, we decorate 18.5-nm particles with dye at target densities
of one molecule per 112, 56, 28, 14, and 7 nm2 of surface; these values correspond (assum-
ing complete dye adsorption at all particle sizes) to dye:UCNP mass ratios of 0.0011, 0.0022,
0.0045, 0.009, and 0.018, respectively. Figure 4 summarizes the influence of dye density on UC
performance enhancement. Shown in the inset, the UC quantum yield increase engendered by
dye adsorption is independent of concentration over the range of 0.0011 to 0.009 in mass ratio.
It is not until the highest density studied that the enhancement is affected in a discernible fash-
ion: going from a ratio of 0.009 to 0.018, the observed quantum yield enhancement with respect
to the ligand-stripped sample falls from 4x to 2.5x. In a similar study focusing on dye sensiti-
zation of UC absorption, Zou et al. observed an enhancement decrease at a similar dye:UCNP
mass ratio. The researchers ascribed this decrease to a greater prevalence of deleterious dye-dye
interactions (i.e., cross-relaxation) on the nanoparticle surfaces as well as to undesired absorp-
tion by unbound dye in solution.47 While we do not anticipate the latter being an issue here
(both because ATTO 542 has no absorption at 980 nm and because we centrifuge our samples
to remove unbound dye), it is possible that cross-relaxation is occurring in our system.
Figure 4 also depicts how the excited-state lifetimes of the Er3+ 4S3/2→4I15/2 and 4F9/2→4I15/2
transitions as well as the dye emission vary with decoration density. In contrast to the quantum
yield data, the lifetimes very clearly vary with surface density, and all three transitions are ob-
served to occur more rapidly as the dye:UCNP mass ratio is increased. As discussed previously,
while we do not expect the dye to siphon energy from the Er3+ 4F9/2 manifold directly, the ob-
served reduction in the 4F9/2→4I15/2 lifetime is unsurprising given the known role of the Er3+
12
Figure 4: Effect of dye surface density Plot demonstrating the dependences of the Er3+
4F9/2→4I15/2, Er3+ 4S3/2→4I15/2, and dye transition lifetimes (measured under 980-nm excita-
tion) on dye surface density. The lifetime is again defined as the time required for the emission
intensity to fall to half its initial value. As shown, the lifetime of each transition decreases as the
dye:UCNP mass ratio is increased, suggesting that the radiative rates of the dye-coated UCNPs
scale with dye coverage. The inset shows how the observed UC quantum yield increase with
respect to the ligand-stripped particles (red) and to the as-synthesized particles (black) varies
with coverage. Both factors remain constant until the highest density is reached, at which point
a significant decrease is apparent. The dotted red line corresponds to unity.
2H11/2 and 4S3/2 states as intermediates in the 4F9/2 population mechanism.45,46 Taken together,
the lifetime and quantum yield enhancement data presented in Figure 4 provide mechanistic in-
sight into the manner in which energy migrates within the dye-sensitized UCNPs. To reconcile
the observed trends, we hypothesize that, given the high fluorescence yield of the dye and the
probability of energy migration within the UCNP,27,56 the maximum dye enhancement attain-
able for a given particle size is achieved with very little dye. Beyond this dye concentration,
increasing the coverage simply reduces the time necessary for energy to reach a dye molecule
(i.e., dye excitation is the rate-limiting step). Therefore, increasing the dye:UCNP mass ratio
does not enable more radiation, but it increases the overall radiative rate. Importantly, how-
ever, much like the prior size-dependence investigation, the addition of the dye improves UC
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performance in all cases studied.
In summary, we have demonstrated size-dependent enhancements in UC quantum yield by
sensitizing emission with a fluorescent dye. Commercially available ATTO 542 is adsorbed
onto the surfaces of β-NaY0.8−x,yGdxLuyF4:Yb0.18Er0.02 UCNPs and successful decoration is
confirmed via FTIR. The emission spectrum of the dye-coated nanoparticles under 980-nm
illumination is observed to match that of the bare dye when excited directly, evincing success-
ful energy transfer and subsequent dye emission. We find that dye sensitization significantly
improves UC quantum yield across all particle sizes and incident powers, with the largest en-
hancement of 10x occurring for the 10.9-nm particles (the smallest studied). These quantum
yield enhancements are coincident with excited-state lifetime reductions, confirming the cause
of the dye-induced improvements to be the very fast radiative rate of the dye. Finally, further
insight regarding the energy transfer sequences in the dye-coated UCNPs is gained by investi-
gating the influence of dye surface density.
Our results point to the viability and impact of enhancing radiative rates in lanthanide-based
upconverters. Importantly, emitting ions near the surface of the particle (which are completely
quenched in conventional UCNPs21) are best able to couple to the dye molecules. This approach
could inspire entirely new classes of particle design, including, for example, core-shell particles
in which a core heavily doped with Yb3+ is encased within a thin, Er3+-doped layer. Moreover,
as demonstrated in this work, our approach yields greater enhancements for smaller particles.
In conjunction with the fact that the resulting dye-coated UCNPs are water-soluble and stable
under NIR illumination, our enhancement method may find broad application in biological
imaging applications.
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